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METHOD OF CREATING PARTICLE SIZE
DISTRIBUTION MODEL, METHOD OF
PREDICTING DEGRADATION OF FUEL
CELL CATALYST USING THE METHOD OF
CREATING PARTICLE SIZE DISTRIBUTION
MODEL, AND METHOD OF CONTROLLING
FUEL CELL USING THE METHOD OF
PREDICTING DEGRADATION OF FUEL
CELL CATALYST

INCORPORATION BY REFERENC.

(Ll

The disclosure of Japanese Patent Application No. 2009-
084428 filed on Mar. 31, 2009 including the specification,

drawings and abstract 1s incorporated herein by reference 1n
its entirety.

BACKGROUND OF THE INVENTION

1. Field of the Invention

The invention relates to a method of creating a particle size
distribution model, a method of predicting degradation of a
tuel cell catalyst, using the method of creating the particle
s1ze distribution model, and a method of controlling a fuel
cell, using the method of predicting degradation of the fuel
cell catalyst.

2. Description of the Related Art

Fuel cells are operable to convert chemical energy directly
into electrical energy, by supplying fuel and an oxidizing
agent to two electrodes that are electrically connected, and
clectrochemically causing oxidation of the fuel. Unlike ther-
mal power generation, fuel cells are free from constraints of
the Carnot cycle, and thus exhibit a high energy conversion
elficiency. A fuel cell generally consists of a plurality of
single cells laminated or stacked together, and each of the
single cells has a basic structure 1n the form of a membrane
clectrode assembly in which an electrolyte membrane 1is
sandwiched by and between a pair of electrodes. In particular,
a polymer electrolyte fuel cell using a solid polymer electro-
lyte membrane as the electrolyte membrane has the advan-
tages of being easily reduced 1n size and operating at low
temperatures, and 1s therefore noteworthy for 1ts use as a
portable power supply or a power supply for a mobile unit.

In the polymer electrolyte fuel cell, a reaction of the fol-
lowing formula (I) proceeds at the anode (fuel electrode)
when hydrogen 1s used as the fuel.

H,—2H"+2e" (D)

Electrons generated 1n the reaction of the above formula (I)
pass through an external circuit, do work at an external load,
and then reach the cathode (oxidant electrode). Protons gen-
erated 1n the reaction of the above formula (I) transfer by
clectrical permeation from the anode side to the cathode side
in the solid polymer electrolyte membrane while they are1n a
hydrated state.

Also, a reaction of the following formula (II) proceeds at
the cathode when oxygen 1s used as the oxidizing agent.

2H*+(15)0, e —H,0 (ID)

Water formed at the cathode passes mainly though a gas
diffusion layer, and 1s discharged to the outside. Thus, the fuel
cell 1s a clean power generator since nothing but water 1s
discharged from the fuel cell.

FI1G. 9 schematically shows a cross-section of a single cell
100 of a general polymer electrolyte fuel cell when 1t 1s cutin
a direction of lamination of layers. The single cell 100
includes a membrane electrode assembly 8 consisting of a
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solid polymer electrolyte membrane (which may be simply
called an electrolyte membrane) 1 having hydrogen 10on con-

ductivity, and a cathode 6 and an anode 7 between which the
clectrolyte membrane 1 1s sandwiched. The single cell 100
turther includes separators 9 and 10 located outwardly of the
clectrodes (1.¢., the cathode 6 and anode 7), respectively. The
membrane electrode assembly 8 1s sandwiched by and
between the separators 9 and 10. Gas channels 11 and 12 are
formed at the boundaries of the separators and the electrodes,
and hydrogen gas 1s continuously supplied to the anode, while
gas (normally, air) containing oxygen 1s continuously sup-
plied to the cathode. Generally, each electrode consists of a
catalystlayer and a gas diffusion layer, which are laminated in
this order as viewed from the electrolyte membrane. Namely,
the cathode 6 consists of a cathode catalyst layer 2 and a gas
diffusion layer 4 that are laminated on each other, and the
anode 7 consists of an anode catalyst layer 3 and a gas difiu-
sion layer 5 that are laminated on each other.

One of the problems encountered 1n the polymer electro-
lyte tuel cell 1s voltage reduction caused by dissolution of
catalyst metal 1n the electrodes. With regard to this problem,
a mathematical model that simulates oxidation and dissolu-
tion of a platinum catalyst when 1t 1s used as a catalyst metal
1s discussed, and calculation results using this model are

described 1n a non-patent document (R. M. Darling and J. P.
Meyers: I. Electrochem. Soc., vol. 150, pages A1523-A1327,

2003).

In the above-identified non-patent document, the rates of
reactions, 1.¢., oxidation and dissolution, of the platinum cata-
lyst, are specifically discussed. However, even 11 the math-
ematical model described in this document is used, precise
simulation results that agree with experimental results are not
necessarily obtained, as 1s apparent from FIG. 1 and FIG. 5 of
this document.

SUMMARY OF THE INVENTION

The mnvention provides a method of creating a particle size
distribution model with improved preciseness, within a short-
ened calculation time, a method of predicting degradation of
a Tuel cell catalyst, using the method of creating the particle
s1ze distribution model, and a method of controlling a fuel
cell, using the method of predicting degradation of the fuel
cell catalyst.

A first aspect of the imnvention 1s concerned with a method
of creating a particle size distribution model that simulates a
particle size distribution of a cluster of particles of a catalyst
metal of a fuel cell, which includes a plurality of particles of
the catalyst metal. The particle size distribution model creat-
ing method includes the steps of: determining a particle size
range by determining a mimmimum particle size and a maxi-
mum particle size of the cluster of particles of the catalyst
metal to be simulated, integrating the frequency of appear-
ance of the particles in the determined particle size range,
over an integration region defined by the mimimum particle
s1Ze as a starting point and the maximum particle size as an
endpoint, dividing the integration region into a given number
of regions through a first dividing operation, using the integral
of the frequency of appearance, so that integrals obtained for
the imdividual regions into which the integration region 1s
divided are substantially equal, and determining particles
sizes of division points at which the integration region 1s
divided, determining the minimum particle size, the maxi-
mum particle size and the particle sizes of the respective
division points, as typical points, and obtaining a particle size
distribution model by assuming a particle size distribution
containing particles having the particle sizes of the respective
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typical points, the particle size distribution being plotted such
that the frequency of appearance of the particles having the
particle size of each of the typical points 1s equal to the
integral obtained for each of the regions 1into which the inte-
gration region 1s divided at the typical points.

In the particle size distribution model creating method as
described above, the particle size distribution 1s determined,
using the mimmum particle size, the maximum particle size,
and the respective points at which the integral of the fre-
quency of appearance 1s equally or evenly divided, as typical
points. It 1s thus possible to create a particle size distribution
model that can precisely simulate a particle size distribution
obtained by experiment, with a reduced number of variables,
as compared with the particle size distribution model of the
related art.

A second aspect of the mvention 1s concerned with a
method of predicting degradation of a catalyst metal of a fuel
cell. The degradation predicting method includes the steps of:
determining a particle size range by determining a minimum
particle size and a maximum particle size of a cluster of
particles of the catalyst metal of which a particle size distri-
bution 1s to be simulated, the cluster of particles including a
plurality of particles of the catalyst metal, integrating the
frequency of appearance of the particles 1n the determined
particle size range, over an mtegration region defined by the
mimmum particle size as a starting point and the maximum
particle size as an endpoint, dividing the integration region
into a grven number of regions through a first dividing opera-
tion, using the integral of the frequency of appearance, so that
integrals obtained for the individual regions mto which the
integration region 1s divided are substantially equal, and
determining particles sizes of division points at which the
integration region 1s divided, determining the minimum par-
ticle size, the maximum particle size and the particle sizes of
the respective division points, as typical points, obtaining a
particle size distribution model by assuming a particle size
distribution contaiming particles having the particle sizes of
the respective typical points, the particle size distribution
being plotted such that the frequency of appearance of the
particles having the particle size of each of the typical points
1s equal to the mtegral obtained for each of the regions nto
which the integration region 1s divided at the typical points,
and predicting degradation of the catalyst metal of the tuel
cell, using the particle size distribution model.

According to the method of predicting degradation of the
tuel cell catalyst as described above 1n which the above-
described particle size distribution model creating method 1s
used for prediction of degradation of the fuel cell catalyst,
degradation of the fuel cell catalyst which 1s more likely to
occur 1n reality can be precisely simulated within the same
calculation lime, as compared with the case where the particle
s1ze distribution model of the related art 1s used for prediction
of degradation of the fuel cell catalyst. Also, according to the
method of predicting degradation of the fuel cell catalyst of
the invention 1n which the above-described particle size dis-
tribution model creating method 1s used for prediction of
degradation of the fuel cell catalyst, 1t 1s possible to provide
results having the same or equivalent preciseness as results
obtained when the particle size distribution model of the
related art 1s used for prediction of degradation of the fuel cell
catalyst, within a shorter time than that required in the related
art.

A third aspect of the invention 1s concerned with a method
of controlling a fuel cell. The control method includes the
steps of: determining a particle size range by determining a
mimmum particle size and a maximum particle size of a
cluster of particles of the catalyst metal of which a particle
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s1ze distribution 1s to be simulated, the cluster of particles
including a plurality of particles of the catalyst metal, inte-

grating the frequency of appearance of the particles in the
determined partlcle s1Z€ range, over an integration region
defined by the minimum particle size as a starting point and
the maximum particle size as an endpoint, dividing the inte-
gration region into a given number of regions through a first
dividing operation, using the integral of the frequency of
appearance, so that integrals obtained for the individual
regions into which the integration region 1s divided are sub-
stantially equal, and determining particles sizes of division
points at which the integration region 1s divided, determinming
the minimum particle size, the maximum particle size and the
particle sizes of the respective division points, as typical
points, obtaining a particle size distribution model by assum-
ing a particle size distribution contaiming particles having the
particle sizes of the respective typical points, the particle size
distribution being plotted such that the frequency of appear-
ance of the particles having the particle size of each of the
typical points 1s equal to the mtegral obtained for each of the
regions into which the integration region 1s divided at the
typical points, predlctmg degradatlon of the catalyst metal of
the fuel cell, using the particle size distribution model, mea-
suring a cell voltage of the tuel cell, measuring a cell resis-
tance of the fuel cell, determining whether humidity control
of the fuel cell 15 to be performed, based on a degree of the
predicted degradation of the catalyst metal of the fuel cell, the
measured cell voltage, and the measured cell resistance, and
selecting and executing a first control mode 1n which control
for reducing the humidity of the fuel cell 1s performed 11 the
measured cell resistance 1s smaller than a predetermined
resistance value, a second control mode 1n which control for
increasing the humidity of the fuel cell 1s performed 1t the
measured cell resistance 1s equal to or larger than the prede-
termined resistance value, and a third control mode in which
control for increasing the humidity of the fuel cell 1s per-
formed 11 1t 1s predicted, from a result of degradation predic-
tion of the catalyst metal of the fuel cell, that a surface area of
a local portion of the fuel cell catalyst 1s reduced.

According to the present invention, the particle size distri-
bution 1s determined, using the minimum particle size, the
maximum particle size, and the respective points at which the
integral of the frequency of appearance 1s equally or evenly
divided, as typical points. It1s thus possible to create a particle
s1ze distribution model that can precisely simulate a particle
s1ize distribution obtained by experiment, with a reduced
number of variables, as compared with the particle size dis-
tribution model of the related art.

BRIEF DESCRIPTION OF THE DRAWINGS

The foregoing and further features and advantages of the
invention will become apparent from the following descrip-
tion of example embodiments with reference to the accom-
panying drawings, wherein like numerals are used to repre-
sent like elements and wherein:

FIG. 1A 1s a schematic view specifically showing a divi-
s1on point determining step of the invention, and FIG. 1B 1s a
graph schematically showing a particle size distribution
model created by a creating method of the invention;

FIG. 2 1s a graph schematically showing a cumulative
distribution function F(X);

FIG. 3 1s a graph schematically showing a simulation result
in a first application of a method of predicting degradation of
a fuel cell catalyst of the invention, wherein the horizontal
axis 1indicates the operating time, and the vertical axis 1indi-
cates the platinum catalyst surface area;
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FIG. 4 1s a graph showing examples of calculation results
indicating prediction results obtained 1n a fuel cell catalyst

degradation predicting step of the invention;

FIG. 5 1s a flowchart illustrating a typical example of a
method of controlling a fuel cell according to the invention;

FIG. 6A 1s a schematic view of a platinum catalyst particle
s1ze distribution model used 1n an embodiment of the inven-
tion, and FIG. 6B 1s a graph indicating the platinum surface
area maintenance factor with respect to the operating time
(the number of power generation cycles);

FIG. 7 1s a graph schematically showing a platinum cata-
lyst particle size distribution, which 1s simplified and taken
into a calculation model 1n the related art;

FIG. 8A 15 a schematic view of a platinum catalyst particle
s1ze distribution model used in a comparative example, and
FIG. 8B 1s a graph indicating the platinum surface area main-
tenance factor with respect to the operating time (the number
of power generation cycles); and

FI1G. 9 1s a view schematically showing a cross-section of a
single cell of a general polymer electrolyte fuel cell when cut
in a direction of lamination of layers.

DETAILED DESCRIPTION OF EMBODIMENTS

A particle size distribution model creating method of the
invention, which 1s a method of creating a particle size dis-
tribution model that simulates a particle size distribution of a
cluster of particles as a collection of a plurality of particles
having different particle sizes, includes a particle size range
determining step of determining the minimum particle size
and maximum particle size of the particles included 1n the
cluster of particles to be simulated, an integrating step of
integrating the frequency of appearance ol the particles
within the particle size range determined in the particle size
range determining step, over an integration region defined by
the mimimum particle size as a starting point and the maxi-
mum particle size as an endpoint, a division point determin-
ing step of dividing the integration region used 1n the inte-
grating step into a given number of regions through a first
dividing operation, using the integral of the frequency of
appearance obtained 1n the integrating step, so that the inte-
grals over the individual regions into which the integration
region 1s divided are substantially equal, and determining
particles sizes of division points at which the integration
region 1s divided, and a typical point determining step of
determining the mimimum particle size, the maximum par-
ticle size and the particle sizes of the respective division
points, as typical points. The model creating method 1s char-
acterized by assuming a particle distribution which contains
particles having the particle sizes of the respective typical
points, and 1s plotted such that the frequency of appearance of
the particles having the particle size of each of the typical
points 1s equal to the integral obtained for each of the regions
into which the integration region 1s divided at the typical
points, and obtaining the assumed particle size distribution as
a particle size distribution model.

Some examples of techniques for measuring a particle size
distribution of a platinum catalyst by experiment have been
reported 1n the related art. For example, an article of H. A.
Gasteiger et al.: J. Electrochem. Soc., vol. 152, pages A2256-
A2271, 2005 (which will be called “Article 1) discusses
measuring the surface area of particles of the platinum cata-
lyst as well as measuring the particle size distribution of the
platinum catalyst. In Article 1, a graph (FIG. 7 of Article 1)
showing the actually measured particle size distribution of the
platinum catalyst in a cathode of a membrane electrode
assembly, and a graph (FIG. 4 of Article 1) showing measure-
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ment results of the surface area of the platinum catalyst are
provided. The graph of FIG. 7 of Article 1, in which the
horizontal axis indicates the catalyst particle size and the
vertical axis indicates the number of particles, shows mea-
surement results of particle sizes of 200 spherical particles
selected from platinum catalyst particles 1n the initial state of
the fuel cell, and 200 spherical particles selected from plati-
num catalyst particles after power generation. All of the par-
ticles sizes of the selected particles were measured through
observation with a transmaission electron microscope (ITEM).
The particle size distribution of the platinum catalyst particles
(the average particle size=5.9 nm) after power generation has
a smaller height and a larger width, 1n other words, 1s 1n a
broad condition, as compared with the particle size distribu-
tion of the platinum catalyst particles (the average particle
s1ze=2.8 nm) of the iitial state. This phenomenon occurs
because dissolution of the platinum catalyst proceeds as the
operating time of the fuel cell passes, resulting 1n a further
reduction of the particles sizes of relatively small particles
due to the dissolution, and the agglomeration of dissolved
platinum and particles having relatively large particle sizes
occurs, resulting in a further increase 1n the particle size. In
the graph of FIG. 4 of Article 1, the horizontal axis indicates
the number of power generation cycles, and the vertical axis
indicates a total surface area of the catalyst particles. As 1s
understood from FIG. 7 as described above, the dissolution of
the platinum catalyst causes the agglomeration of dissolved
platinum and particles having relative large particle sizes;
therefore, the total surface area of the catalyst particles
decreases as the number of power generation cycles
increases. As the total surface area of the catalyst particles
decreases, a catalyst reaction field that governs a reaction at
the electrode of the fuel cell 1s reduced, resulting 1n degrada-
tion of the fuel cell catalyst.

If the particle size distribution of the platinum catalyst
obtained by measurement/experiment as described above 1s
used for predicting degradation of the fuel cell catalyst, stmu-
lation results cannot be obtained within a practical calculation
time. This 1s because the particle size distribution of platinum
particles 1s actually a continuous distribution, and therefore,
an enormously large number of data points are required to
achieve precise simulation.

In the meantime, an article of W. B1 and T. F. Fuller: J.
Power Sources, vol. 18, pages 188-196, 2008 (which will be
called “Article 2”) discusses simplifying a platinum catalyst
particle size distribution, and imcorporating 1t into a calcula-
tion model. FIG. 7 1s a graph schematically, showing the
platinum catalyst particle size distribution discussed in
Article 2. In the graph of FIG. 7, the horizontal axis indicates
the particle size, and the vertical axis indicates the number of
platinum atoms. As 1s understood from FIG. 7, the platinum
catalyst particle distribution model discussed in Article 2 1s
represented by two types of platinum particles having difier-
ent particle sizes, without taking account of changes in the
number of particles. In Article 2, a graph (FIG. 3 of Article 2)
1s provided 1n which the horizontal axis indicates the operat-
ing time and the vertical axis indicates the total surface area of
catalyst particles. As 1s understood from FIG. 3 of Article 2,
two graphs (graphs indicated by solid lines 1n FIG. 3 of Article
2) indicating simulation results using the model as shown 1n
FIG. 7 do not match or agree with a graph (graph indicated by
a broken line 1n FIG. 3 of Article 2) indicating results obtained
by experiment. This 1s because the surface area of the plati-
num particles does not change continuously, due to the use of
the particle size distribution model represented by two types
of platinum particles having different particle sizes without
taking account of changes in the number of particles.
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FIG. 8A 1s a graph schematically showing a particle size
distribution model as an application of the platinum catalyst
particle size distribution discussed 1n Article 2. In FIG. 8A,
the vertical axis and horizontal axis indicate the same param-
eters as those of FIG. 7. As 1s understood from FIG. 8A, the
particle size distribution model of FIG. 8A simulates the
actual particle size distribution (indicated by a curve 1n FIG.
8A) as shown 1n FIG. 7 of Article 1. In the particle size
distribution model (vertical straight lines 1n FIG. 8 A), a num-
ber of particle sizes 1n the particle size distribution are
selected, such that the particle sizes are spaced at equal inter-
vals on the horizontal axis, and the number of particles having,
cach particle size changes along the horizontal axis. FIG. 8B
1s a graph 1n which the horizontal axis indicates the operating
time, and the vertical axis indicates the total surface area of
catalyst particles. As 1s understood from FIG. 8B, a graph
(solid line) indicating simulation results using the model
shown 1n FI1G. 8 A does not match or agree with plots indicat-
ing results obtained by experiment. Accordingly, it 1s found
difficult to simulate the results obtained by experiment, with
the particle size distribution model as a mere application of
the related art. Thus, the known methods cannot reproduce an
exponential reduction of the platinum catalyst surface area,
which 1s observed, by experiment over a long period of oper-
ating time of the fuel cell. The present invention provides a
method of creating a precise particle size distribution model
within a reduced calculation time, using differences of par-
ticles sizes of different particles as variables, unlike the par-
ticle size distribution model creating method of the related art
as described above.

The “frequency of appearance” mentioned above 1n rela-
tion to the mvention may be represented by the number of
particles, mass, or volume. When the frequency of appear-
ance 1s represented by the number of particles, the particle
s1ze distribution becomes a left-right symmetrical distribu-
tion (for example, a normal distribution), as shown in FI1G. 7
of the above-described Article 1. When the frequency of
appearance 1s represented by mass or volume, the particle size
distribution 1s not a left-right symmetrical, normal distribu-
tion, but an asymmetrical distribution, since the mass or vol-
ume generally increases as the particle size increases. How-
ever, such a particle size distribution does not cause any
problem when a long-term operation i1s simulated, even
though slight errors or deviations from experimental values
appear 1n the mnitial period of the operating time.

The method of creating a particle size distribution model
according to the mvention includes at least the particle size
range determining step, integrating step, division point deter-
mimng step, and the typical point determining step. The par-
ticle size range determimng step to be performed first 1s a step
of determining the mimmum particle size and maximum par-
ticle size of particles included in a cluster of particles to be
simulated. In this step, the average particle size as well as the
mimmum particle size and the maximum particle size may be
determined.

The integrating step to be performed subsequent to the
particle size range determining step 1s a step of integrating the
frequency of appearance of particles within the particle size
range determined in the particle size range determiming step,
over an mtegration region from the mimmum particle size as
a starting point to the maximum particle size as an end point.
In the integrating step, the sum of the frequencies of appear-
ance of all of the particles 1n the particle size range deter-
mined in the particle size range determining step can be
calculated.

The division point determining step to be performed sub-
sequent to the mtegrating step 1s a step of dividing the inte-
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gration region used 1n the integrating step into a given number
of regions through a first dividing operation, using the integral
of the frequency of appearance obtained in the integrating
step, so that integrals obtained for the individual regions nto
which the integration region 1s divided are equal. FIG. 1A 1s
a schematic view specifically showing the division point
determining step of the invention. More specifically, F1IG. 1A
1s a graph 1n which the vertical axis indicates the frequency
1(x) of appearance, and the horizontal axis indicates the par-
ticle size x, while a curve 20 represents the actual particle
distribution (normal distribution). When the division point
determining step 1s executed, the minimum particle size x, . .
and maximum particle size X of particles included 1n the
cluster of particles to be simulated have already been deter-
mined in the above-described particle size range determining
step. Also, the integral (the area of a range defined by the
curve 20 and the horizontal axis) has already been determined
in the above-described integrating step, by integrating the
frequency of appearance of the particles over the range from
the minimum particle size x_ . as a starting point to the
maximum particle size x_ ., as an end point. In FIG. 1A, the
integration region 1s divided 1nto 10 regions through the first
dividing operation, using the above-mentioned integral, so
that area a=areab=areac=...=arecai=areajin FI1G.1A. Inthis
manner, division points X,, X,, . . . X, are determined so that
the integrals obtained for the individual regions defined by the
division points are equal. In the typical point determining step
as the last step, the particle sizes of the division points x,,
X5, . .« Xg, and the minimum particle size x . and the maxi-
mum particle size are determined as typical points.

In the division point determining step, a method using a
probability density function as indicated below, for example,
may be used as a method of actually determining the division
points X, X, . . . X,. In the following, an example 1n which the
method 1s applied to a normal distribution will be described.
The normal distribution has a probability density function as
expressed by the following equation (1). In the equation (1),
X denotes a probability variable, u denotes an average value,
and o denotes a variance.

1 (1)

[—w—#f
exp
2o

) = D02

],—m-:::x-::m,,ol}[)

A cumulative distribution function F(X) using the prob-
ability density function 1(x) 1s represented by the following
equation (2).

ﬂ%):jﬁf@%h: 2)

When an inverse function of the cumulative distribution

function F(X) is denoted as F~* (X)=G(Y) (=X), values of X,
X,,...X areobtained with respectto valuesotY,,Y,,...Y,,
by using the inverse function. The valuesof Y ,,Y,,...Y may
be determined, for example, 1n the following manner. FIG. 2
1s a graph schematically showing the cumulative distribution
function F(X). By placingY ,,Y,, .. .Y atequal intervals on
the F(X) axis, X,, X,, ... X correspondingtoY,.Y,,...Y
can be obtained. The X, X,, . . . X  obtained through this
operation can be adopted as division points.

In fact, 1t 1s extremely difficult to obtain the inverse func-
tion by manual calculation. On the other hand, the inverse
function of the cumulative distribution function F(X) may be

casily obtained by software, such as spreadsheet software.
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For example, with the use of Microsoit Otffice Excel (trade
name, manufactured by Microsoit) as one type of spreadsheet
soltware, values of X, X,, ... X can be obtained by using a
NORMSINY function that returns values of the 1nverse func-
tion of the cumulative distribution function of a, standard
normal distribution, or a NORMINYV function that returns
values of the inverse function of the cumulative distribution
function of a normal distribution with respect to the desig-
nated average and standard deviation.

Considering that the more precise particle size distribution
can be reproduced by dividing a part of the region or the entire
region into further smaller regions, one form of the particle
s1ze distribution model creating method of the invention may
be configured such that, in the division point determiming,
step, a part of or all of the given number of regions 1nto which
the determined particle size range 1s divided through the first
dividing operation 1s divided further into a given number of
regions, such that the integrals obtained for the individual
regions resulting from the second dividing operation are
equal, and the particle sizes that provide the division points 1n
the first and second dividing operations are determined. In
particular, as one form of the particle size distribution model
creating method of the invention, which 1s useful for 1nvesti-
gating changes in the particle size distribution over a long
period ol time, the second dividing operation may be per-
formed on a region 1ncluding the maximum particle size, out
of the given number of regions into which the determined
particle size range 1s divided through the first dividing opera-
tion, for the reasons as follows. As described above with
reference to FIG. 7 of Article 1, particles having relatively
small particle sizes dissolve 1 a very short time, and the
agglomeration of these particles and other particles occurs;
therefore, 1t 1s not necessary to keep track of the behaviors of
these particles particularly 1n detail when changes in the
particle size distribution over a considerably long period of
time are predicted. On the other hand, 1t 1s particularly impor-
tant to keep track of the behaviors of particles having rela-
tively large particle sizes when changes in the particle size
distribution over a considerably long period of time are pre-
dicted. However, as shown 1n FIG. 1B as described above,
only one typical point exists, in particular, in the region
including the maximum particle size, which 1s not necessarily
suificient to keep track of detailed changes 1n the particle size
distribution. Accordingly, the region including the maximum
particle size (the region having area j in FIG. 1A) 1s further
divided into a given number of regions so that integrals for the
individual regions are equal, thereby to provide the particle
s1ze distribution model useful for investigating changes in the
particle size distribution over a long period of time.

FIG. 1B 1s a graph schematically showing a particle size
distribution Model created by the creating method of the
invention. In the graph of FIG. 1B, the vertical axis indicates
the frequency of appearance, and the horizontal axis indicates
the particle size X. The particle size distribution model shown
in FIG. 1B contains particles having each of the particle sizes
X, X5, ... Xs determined 1n the typical point determining step,
and the minimum particle size x_ . and the maximum particle
s1ze X, ., and assumes a particle size distribution 1n which the
frequency of appearance of particles having the particle size
of each typical point 1s equal to the integral S of each of the
regions defined by the typical points. Thus, the points at
which the integral of the frequency of appearance 1s equally
divided, the minimum particle size and the maximum particle
s1ze are used as the typical points; therefore, the particle size
distribution model created by the particle size distribution
model creating method according to the ivention can pre-
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cisely simulate the particle size distribution obtained by
experiment, with a reduced number of variables, as compared
with the particle size distribution model of the related art.

As one form of the particle size distribution model creating
method of the invention, the particle size distribution may be
in the form of a normal distribution since the particle size
distribution can be more precisely reproduced by use of the
normal distribution. It 1s, however, to be understood that the
particle size distribution 1s not limited to the normal distribu-
tion, but various probability distributions may be used pro-
vided that the actual particle size distribution can be precisely
reproduced. While the types of probability distributions
include discrete distribution type, absolute discrete distribu-
tion type, and continuous distribution type, 1t 1s preferable to
use a probability distribution of continuous type since one of
the main objects of the mvention 1s to predict degradation of
a fuel cell catalyst, and the actual distribution of catalyst
particles 1s a continuous distribution. Examples of the prob-
ability distribution of continuous type include, for example, a
logarithmic normal distribution, exponential distribution,
t-distribution, chi-square distribution, gamma distribution,
beta distribution, F-distribution, Cauchy distribution, Erlang
distribution, triangular distribution, Laplace distribution,
Rayleigh distribution, logistic distribution, Pareto distribu-
tion, Weibull distribution, and functions referring to the actu-
ally measured platinum particle size distribution.

A method of predicting degradation of the tuel cell catalyst
according to the invention i1s characterized by including a step
ol creating a particle size distribution model of the fuel cell
catalyst, using the above-described particle size distribution
model, and a step of predicting degradation of the fuel cell
catalyst, using the particle size distribution model of the fuel
cell catalyst.

The method of predicting degradation of the tuel cell cata-
lyst of the invention has the particle size distribution model
creating step and the step of predicting degradation of the fuel
cell catalyst (which will be called “fuel cell catalyst degrada-
tion predicting step”). Of these steps, the particle size distri-
bution model creating step has already been described 1n the
explanation of the particle size distribution model creating
method of the invention.

In the fuel cell catalyst degradation predicting step accord-
ing to the mvention, the above-described particle size model
creating method 1s used for prediction of degradation of the
tuel cell catalyst; therefore, degradation of the fuel cell cata-
lyst which 1s more likely to occur 1n real operating situations
can be precisely simulated within the same calculation time,
as compared with the case where the particle size distribution
model of the related art 1s used for prediction of degradation
of the fuel cell catalyst Also, in the fuel cell catalyst degra-
dation predicting step of the invention, the use of the above-
described particle size distribution model creating method for
prediction ol degradation of the fuel cell catalyst makes 1t
possible to yield results having substantially the same degree
of preciseness as results provided when the particle size dis-
tribution model of the related art 1s used for prediction of
degradation of the fuel cell catalyst, within a shorter time than
that of the related art.

In one form of the fuel cell catalyst degradation predicting,
method of the invention, at least one mathematical model

selected from a mathematical model indicative of the rate of
platinum dissolution reaction, a mathematical model indica-
tive of the rate of platinum oxidation reaction, and a math-
ematical model 1indicative of material balance may be used.




Of the above-indicated mathematical models, all of the math-
ematical model indicative of the rate of platinum dissolution
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reaction, mathematical model indicative of the rate of plati-
num oxidation reaction, mathematical model indicative of the
rate of dissolution of platinum oxide (II) and the mathemati- 5
cal model indicative of material balance may be used in the
tuel cell catalyst degradation predicting step.

Table 1 below shows the meanings of symbols used in the
mathematical models used 1n the fuel cell catalyst degrada-
tion predicting step of the invention.

Symbol Unit

Cy, mol/l

Cre rer —

Cpo, mol/I
Crovrer —

Dp,s, cm?/sec

g C/equiv

k, mol/(cm?sec)
k- mol/(cm?sec)
k4 mol/(cm?sec)
Mp, g/mol
Mp. g/mol

1, equiv/mol
1> equiv/mol
R J/(mol - K)
R(1,z) cm

T K

U, \%

U, A%

U®, \Y%

U, A%

O, | —

Oy > —

Ce, 1 —

Qe 2 —

Pr: g/cmB

Pr:o g/cm’

W J/mol
Ovzc —

Op:0 —

Op, J/em?
Op,0 J/em?

E \%

Ap’s,  J/mol

The following equation (3) may be used as a mathematical

TABLE 1

Meaning

proton concentration

coefficient conversion constant of Cz;, 1 mol/l—mol/em’(V/i000)
Pt 1on concentration

coefficient conversion constant of Cp,,, 1 mol/l—=mol/cm>(Y1000)
diffusion coefficient of Pt ions (1E-6 cm?/sec, from Document 2)
Faraday constant (96485 C equiv™ ")

rate constant of Pt dissolution

rate constant of Pt oxidation

rate constant of PtO dissolution

welght of Pt atom (195 g/mol)

weight of PtO atom (211.09 g/mol)

number of electrons involved in Pt dissolution (2 equiv/mol)
number of electrons involved in Pt oxidation (2 equiv/mol)
gas constant (8.314 J/(mol - K))

Pt particle radius

temperature

thermokinetic reversible potential of Pt dissolution
thermokinetic reversible potential of Pt oxidation

standard thermokinetic potential of Pt dissolution

standard thermokinetic potential of Pt oxidation

anodic transfer coeflicient of Pt dissolution

anodic transfer coeflicient of Pt oxidation

cathodic transfer coeflicient of Pt dissolution

cathodic transfer coeflicient of Pt oxidation

density of Pt (21.95 g/cm”)

density of PtO (14.1 g/cm?)

PtO—PtO interaction coeflicient

proportion of Pt surface not covered with oxide

proportion of Pt surface covered with oxide

surface tension of Pt particles

surface tension of PtO particles

cell potential

chemical potential shift of PtO

12

The term Au, (1, z) 1n the above equation (3a) 1s defined by
the following equation (3b).

(3b)

The following equation (4) may be used as a mathematical

model indicative of the rate of platinum dissolution reaction. ,; model indicative of the rate of platinum oxidation reaction.

ri(z, z2) = klgvm:(fa Z)

11y F . _ (3) >V
exp| s (E = Ui (i, 2))) -
(CPI,2+ (Z)]
Cpi2+ ref
e 11 F .
exp( T (£ —=U (U1, 2))) 55

In the above equation (3), 1 1s the number of types of
particles having different radii (the same definition applies to

the equations below). The potential U,(1, z) in the above 60
equation (3) 1s defined by the following equation (3a).

Ui i, 2) = U

(3a)

2F 65

-7

ra(i, z2) = ko 2

wlpio (i, 2) Qg 2it2 F
)exp(

. CH+
Opo (i, Z)( =

H+ ref

Ui, 2) = US +

Aupo(h 2)  App (i, 2)

(4)

e (E = Ua(i, ) -

amF |
]exp(“ = (E= Us(i, 2)

The potential U,(1, z) 1n the above equation (4) 1s defined
by the following equation (4a).

(4a)

2F

o pioM pio

2F

The term Au,, (1, z) 1n the above equation (4a) 1s defined
by the following equation (4b).

(4b)

Aptpo (i, 2) = Al +

R(i, 2)ppio
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The following equation (5) may be used as a mathematical
model indicative of the rate of dissolution of platinum oxide

(1),

Chi(2)  Cppy(2) 1 ()

CZH-I—,rEf CPIZ'—I—,rEf K3(f:- Z) |

ra3i, 7) = k?r[QPrQ(fa z)

Theterm K, (1, z) 1n the above equation (5) 1s defined by the
tollowing equation (3a).

. F . . (Ja)
K3(i, z) = exp[ﬁ(nl Ui, 2) —naUs(d, Z))]

The following equation (6) 1s used as a mathematical
model of material balance when only platinum oxide (II) 1s
taken 1nto consideration.

dOpi(i, 2) _ (f‘z(f:. z) — r3(i, Z)) - 20pi0(i, 2) | dR(i, z) (6)

dr R(i, 2) dr

rmmi

In the above equation (6), 1" 1s the maximum surface
coverage of platinum. The term dR(1, z) 1n the above equation
(6) 1s defined by the following equation (6a).

dR(i, 7) _ M p,
dt PPt

(6a)

(r1 (i, 2) + 2, 2))

The following equation (7) may be used as a mathematical
model of material balance of platinum 1ons (II) finally
obtained.

(7)

d Cpi24(2) .
dr

<

d* Cpr24+(2)
dt

&' Dpozs + ) ATR, 2PN, )+ 72l 2)

The above-indicated mathematical models may be applied
to the fuel cell catalyst degradation predicting method of the
invention, with reference to, for example, an article of R. M.

Darling and J. P. Meyers: J. Electrochem. Soc., vol. 130,
pages A1523-A1527, 2003, an article of R. M. Darling and J.

P. Meyers: I. Electrochem. Soc., vol. 152; pages A242-A247,
2005, an article of W. B1 and T. F. Fuller: J. Power Sources,
vol. 178, pages 188-196, 2008, etc.

As a first application of the fuel cell catalyst degradation
predicting method of the invention, this method 1s used 1n a
control system of a fuel cell vehicle. FIG. 3 1s a graph sche-
matically showing simulation results 1n the first application.
In the graph, the horizontal axis indicates the operating time,
and the vertical axis indicates the platinum catalyst surface
area. The oval areas 1n FIG. 3 represent approximate simula-
tion zones 1n the 1itial period of the operating time and the
later period of the operating time, respectively. Imitially, a
particle size distribution model of a fuel cell catalyst 1s cre-
ated using the particle size distribution model creating
method. Then, using the particle size distribution model and
the above-indicated mathematical models, the current surface
area of platinum catalyst particles 1s estimated from physical
and chemical data, such as the 1initial catalyst particle size, the
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structure of the catalyst layer, the operating pattern and oper-
ating time up to the present, and so forth. In the initial period
of the operating time as shown 1n FIG. 3, the surface area of
the platinum catalyst particles 1s sharply reduced. In this
stage, a higher priority 1s given to prolonging the life of the
tuel cell performance, than to improving the fuel efficiency,
and control for lowering the upper-limit potential of the fuel
cell, or control for shortening the upper-limit potential hold-
ing time of the fuel cell are performed. More specifically, the
upper-limit potential of the fuel cell may be controlled to 1.0V
or lower, preferably, 0.9V or lower, more preferably, 0.85V or
lower. In the later period of the operating time as shown 1n
FIG. 3, the surface area of the platinum catalyst particles 1s
reduced gently or at a lower rate 1n this stage, the upper-limit
potential of the fuel cell 1s raised 1n order to 1mprove the fuel
elficiency. More specifically, the upper-limit potential of the
tuel cell may be controlled to 0.5V or lower, preferably, 0.7V
or lower, more preferably, 0.85V or lower.

As asecond application of the fuel cell catalyst degradation
predicting method of the invention, a fuel cell system may be
provided which informs the user of the time for maintenance,
using information about the estimated condition of catalyst
degradation. Initially, a particle size distribution model of the
tuel cell catalyst 1s created using the particle size distribution
model creating method. Then, using the particle size distri-
bution model and the above-indicated mathematical models,
the current surface area of platinum catalyst particles 1s esti-
mated from physical and chemical data, such as the initial
catalyst particle size, the structure of the catalyst layer, the
operating pattern and operating time up to the present, and so
forth. In the second application, 1f the surface area of the
platinum catalyst particles 1s reduced, and reaches a set cri-
terion, the system can inform the user that 1t 1s the time for
maintenance. Also, 1n the second application, even 1t the
surface area of the platinum catalyst particles does not reach
a set criterion, the system can inform the user how long the
fuel cell can be used before the time for maintenance is
reached.

A method of controlling a tuel cell according to the mven-
tion 1s characterized by including a step of predicting degra-
dation of the fuel cell catalyst, using the above-described fuel
cell catalyst degradation predicting method, a step of measur-
ing cell voltage of the fuel cell, a step of measuring cell
resistance of the tuel cell, a humidity control determining step
of determining whether humidity control of the fuel cell 1s to
be performed, based on the result of degradation prediction
obtained 1n the fuel cell catalyst deterioration predicting step,
a value of cell voltage obtained 1n the cell voltage measuring
step, and a value of cell resistance obtained 1n the cell resis-
tance measuring step, and a step of selecting one of three
control modes and performing control of the selected control
mode. The three control modes include a first control mode in
which control for reducing the humidity 1s performed when 1t
1s determined 1n the humidity control determining step that
the value of cell resistance obtained 1n the cell resistance
measuring step 1s smaller than a predetermined resistance
value, a second control mode 1n which control for increasing
the humidity of the fuel cell 1s performed when the value of
cell resistance obtained 1n the cell resistance measuring step
1s equal to or larger than the predetermined resistance value,
and a third control mode 1n which control for increasing the
humidity of the fuel cell 1s performed when 1t 1s predicted
from the result of degradation prediction obtained 1n the fuel
cell catalyst degradation predicting step that the surface area
of the fuel cell catalyst 1s reduced 1n a local portion of the
catalyst.
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Various types of degradation become causes of output
reduction of the fuel cell, and an effective control method 1s
different from one type of degradation to another. However,
the type of degradation cannot be specified even 11 the output
voltage, output current and resistance are measured, as in the
related art. In the related art, therefore, adjustment of an
output value, or the like, and comparison of the output with an
output command current value must be continued until the
optimum control method 1s found; therefore, correction of
control cannot be effected with good response.

The causes of reduction of the output performance of the
tuel cell are roughly classified into the following three types:
(1) reduction of the reaction field due to excessive water
caused by reduction of the draming capability (so-called
flooding), (2) reduction of the catalytic activity due to reduc-
tion of the surface area of the platinum catalyst, and (3)
increase ol resistance to proton transier due to the presence of
a platinum loss layer. The “platinum loss layer” mentioned 1n
the cause (3) of reduction of the output performance of the
tuel cell refers to a layer that 1s formed 1n a portion of the
catalyst layer close to the electrolyte membrane as the oper-
ating time of the fuel cell increases. The platinum catalyst
repeats dissolution and deposition, under the influence of
potential fluctuations caused by changes 1n the load of the fuel
cell (for example, acceleration and deceleration of a mobile
unit when the fuel cell 1s used 1n the mobile unit). As a result,
a degradation phenomenon 1n the form of a reduction (or loss)
of the catalyst amount in the vicimity of the electrolyte mem-
brane occurs. The platinum loss layer 1s framed as a result of
the degradation phenomenon. Since the platinum loss layer 1s
formed 1n a portion of the catalyst layer close to the electro-
lyte membrane, the proton transfer distance in the catalyst
layer 1s extended or increased, resulting in an increase of
resistance to proton transier, and reduction of the perfor-
mance of the fuel cell.

In the case where the reduction of the output performance
of the fuel cell 1s due to the cause (1) as described above
(namely, 1n the case of flooding), for example, when the
water-repellent property of carbon that supports platinum
deteriorates, and water formed 1n the cell 1s less likely to be
discharged from the membrane electrode assembly, the water
may reduce the reaction field 1n the cathode, thus causing a
reduction of the cell voltage. In this case, control for reducing
the humidity (e.g., control for increasing the amount of reac-
tion gas supplied) 1s effectively performed. In the case where
the reduction of the output performance of the fuel cell 1s due
to the cause (2) as described above, there 1s no need to per-
form control concerning the humidity. In the case where the
reduction of the output performance of the fuel cell 1s due to
the cause (3) as described above, control for increasing the
humidity of the fuel cell (e.g., control for humidiiying the fuel
cell with a humiditying module, control for lowering the gas
inflow pressure, control for reducing the amount of reaction
gas supplied) 1s effectively performed so as to prevent reduc-
tion of the cell voltage. Thus, 1t 1s necessary to determine the
necessity to control the humidity and control the humadity 1
necessary, with respect to each of the causes (1), (2), (3) of the
reduction of the tuel cell output performance.

Although the cause (1) of the reduction of the fuel cell
output performance 1s detected only through measurements
of the output voltage and output current, 1t 1s extremely dii-
ficult to detect the causes (2) and (3) of the reduction of the
tuel cell output performance while distinguishing them from
cach other, since the cell resistance does not change 1n either
of the cases where the causes (2) and (3) occur. The cell
resistance does not change for the following two reasons: (1)
if even a single particle of the platinum catalyst particles
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remains 1n the platinum loss layer, an electron conduction
path 1s formed, and the cell resistance does not change (this
situation does not appear 1n DC resistance), and (2) 11 there 1s
a humidity distribution in the cell plane, the resistance of a
portion having the lowest resistance 1n the plane 1s reflected
by the cell resistance.

FIG. 4 1s a graph showing examples of calculation results
indicating prediction results obtained 1n the fuel cell catalyst
degradation predicting step of the invention. In the graph of
FIG. 4, the vertical axis indicates the platinum catalyst sur-
face area per unit thickness of the catalyst layer, and the
horizontal axis indicates or specifies the position taken in the
thickness direction of the catalyst layer where the position of
the interface with the electrolyte membrane 1s denoted as O,
and the position of the interface with the gas diffusion layer 1s
denoted as 1. In FIG. 4, black diamond plots indicate surface
areas of the platinum catalyst at respective positions 1n the
initial period of the operating time, and white square plots,
black triangle plots, white circle plots, and black square plots
indicate surface areas of the platinum catalyst after a lapse of
a certain amount of time the fuel cell 1s used, 1n increasing
order of the operating time of the fuel cell. Also, in the
examples of the calculation results, a threshold value of plati-
num catalyst surface area 1s determined in advance, and a
portion of the catalyst layer below the threshold value 1s
regarded as a platinum loss layer, as shown in FIG. 4. As 1s
understood from FIG. 4, the platinum catalyst surface area
that 1s kept at an equally high value in the catalyst layer during
the 1nitial period of the operating time (black diamond plots)
starts rapidly decreasing, particularly at around the interface
with the electrolyte membrane, as the operating time
increases (white square plots—black triangle plots—white
circle plots—black square plots). As the platinum catalyst
surface area decreases, the thickness of the platinum loss
layer rapidly increases at around the interface with the elec-
trolyte membrane. Calculation for estimating the platinum
catalyst surface area distribution 1n the thickness direction of
the catalyst layer may be conducted each time a given oper-
ating time elapses (for, example, once every 100 hours).
Namely, the calculation 1s not necessarily required for each
operation. A resistance overvoltage 1s developed depending
on the thickness of the platinum loss layer. The resistance
overvoltage may be calculated in advance, using a formula
like the following equation (8), for example, and may be used
for feedback control.

AW=I & XRPI— £ DSSXL ( 8)

(where, AW: output reduction (W) caused by the platinum
loss layer, I: current (A), R .., _.: resistance (Q/cm®) per unit
area of the platinum loss layer, and L: thickness (cm) of the
platinum loss layer.)

The method of controlling the fuel cell according to the
invention has the fuel cell catalyst deterioration predicting
step, cell voltage measuring step, cell resistance measuring
step, step of determining whether humidity control 1s to be
performed (which will be called “humidity control execution
determining step”), and a step (which will be called “humid-
ity control executing step”) of effecting a selected one of
different control modes, based on the result of determination
obtained 1n the humidity control execution determining step.
Of these steps, the fuel cell catalyst degradation predicting
step has already been described above in the explanation of
the tuel cell catalyst degradation predicting method of the
invention. Also, known methods of the related art may be used
as a method oI measuring the cell voltage ofthe fuel cell inthe
cell voltage measuring step and a method of measuring the

cell resistance of the fuel cell 1n the cell resistance measuring




US 8,660,827 B2

17

step. In the following, the humidity control execution deter-
mimng step and the humidity control executing step will be
described 1n detail.

In the humidity control execution determining step of the
invention, 1t 1s determined whether humidity control 1s to be
performed, based on the result of degradation prediction
obtained in the fuel cell catalyst degradation predicting step,
the value of cell voltage obtained 1n the cell voltage measur-
ing step, and the value of cell resistance obtained 1n the cell
resistance measuring step. For example, the measured cell
voltage V 1s compared with a predetermined threshold value
V.. T V<V, for example, it 1s found that some abnormality
occurs 1n the fuel cell, and the performance of the fuel cell 1s
reduced due to the abnormality. Also, the measured cell resis-
tance R 1s compared with a predetermined R, (the minimum
value 1n a permissible range of cell resistance). If R<R, 1t
may be determined that flooding occurs (which 1s the cause (1)
of reduction of the output performance of the fuel cell), and
that control for reducing the humaidity needs to be performed.
Furthermore, the measured cell resistance R 1s compared with
a predetermined R, (the maximum value 1n the permissible
range of cell resistance). If R>R,, it may be determined that
the increase of the resistance value occurs due to drying or
low humidity, and that control for increasing the humidity
needs to be performed. Also, 1T a reduction of the surface area
in a local portion of the fuel cell catalyst can be predicted from
the result of prediction of degradation obtained 1n the fuel cell
catalyst degradation predicting step, 1t may be determined
that voltage reduction occurs due to the presence of the plati-
num loss layer (the cause (3) of reduction of the output per-
formance of the fuel cell), and 1t may be determined that
control for increasing the humidity needs to be performed. In
contrast to this case, 11 1t can be predicted that the surface area
of the fuel cell catalyst 1s not locally reduced, it may be
determined that voltage reduction occurs due to reduction of
the surface area of the platinum catalyst (the cause (2) of
reduction of the output performance of the fuel cell), and it
may be determined that humidity control 1s not particularly
needed. While 1t may be determined whether humidity con-
trol needs to be performed, by individually evaluating the
degradation prediction result obtained 1n the fuel cell catalyst
degradation predicting step, the value of cell voltage obtained
in the cell voltage measuring step, and the value of cell resis-
tance obtained 1n the cell resistance measuring step, these
prediction result and measurement values may be compre-
hensively evaluated or assessed so as to determine whether
the humidity control needs to be performed.

In the humidity control executing step of the invention, a
control mode may be selected from at least the first control
mode 1n which control for reducing the humidity i1s per-
formed, and the second and third control modes 1n which
control for increasing the humidity 1s performed, according to
the circumstances, and the selected control mode may be
carried out. A specific method of controlling the humidity 1s
not particularly limited. Rather, different control methods
may be used depending on the control mode selected, or, even
in the same control mode, the humidity may be controlled by
different control methods according to the circumstances.
Specific examples of the method of controlling the humadity
include, for example, control using a humidifying module,
control of the gas mflow pressure, control of the amount of
reaction gas supplied, and control of the flow rate of the
coolant. In particular, the coolant flow rate control 1s per-
formed so as to control the cell temperature, thereby to indi-
rectly control the humidity. In the first control mode, at least
one control selected from control for increasing the gas inflow
pressure, control for increasing the amount of reaction gas
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supplied, and control for reducing the flow rate of the coolant
(namely, control for raising the cell temperature) 1s performed
so as to reduce the humidity. In the second and third control
modes, at least one control selected from control for reducing
the gas iflow pressure, control for reducing the amount of
reaction gas supplied, and control for increasing the flow rate
of the coolant (namely, control for lowering the cell tempera-
ture) 1s performed so as to increase the humidity.

FIG. 5 1s a flowchart illustrating a typical example of the
method of controlling the fuel cell according to the invention.
Initially, the cell voltage V 1s measured in step S11 as shown
in FIG. 5, and the measured cell voltage V 1s compared with
a predetermined threshold value V, 1n step S12. The control
ends 11V 1s equal to or larger than V|, and the control proceeds
to step S13 if V 1s smaller than V,. The cell resistance 1s
measured 1n step S13, and the measured cell resistance R 1s
compared with a predetermined threshold value R, (the maxi-
mum value 1n a permissible range of the cell resistance) in
step S14. IT R 1s smaller than R, 1t 1s determined that flooding
occurs (which 1s the cause (1) of reduction of the output
performance of the fuel cell), and the first control mode 1s
selected 1n which control for reducing the humidity 1s per-
formed (step S135). After the control for reducing the humidity
1s performed, the control returns to step S13, and the first
control mode 1s selected to keep the humidity reduction con-
trol performed until the resistance value R becomes equal to
or larger than R ;. If 1t 1s determined 1n step S14 that R 1s equal
to or larger than R, the control proceeds to step S16. In step
S16, the measured cell resistance R 1s compared with a pre-
determined threshold value R, (the maximum value 1n the
permissible range of cell resistance). IT R 1s larger than R, , the
second control mode 1s selected in which control for increas-
ing the humidity 1s performed (step S17). Alter the control for
increasing the humidity 1s performed, the control returns to
step S13, and the second control mode 1s selected to keep the
control for increasing the humidity performed until the resis-
tance value R becomes equal to or larger than R, and equal to
or smaller than R, (R,=R=<,). If it 1s determined 1n step S16
that R 1s equal to or smaller than R, the control proceeds to
step S18. In step S18, 1t 1s predicted whether the surface area
ol a portion of the platinum catalyst close to the electrolyte
membrane 1s reduced, using the degradation prediction result
obtained 1n the fuel cell catalyst degradation predicting step.
For the prediction, the graph of examples of calculation
results as shown 1n FIG. 4 may be used. If 1t 1s predicted from
the graph that the surface area of the fuel cell catalyst 1s
locally reduced, more specifically, the surface area of a por-
tion of the platinum catalyst close to the electrolyte mem-
brane 1s reduced, it 1s determined that the voltage reduction 1s
due to the presence of the platinum loss layer (which 1s the
cause (3) of reduction of the output performance of the fuel
cell), and the third control mode in which control for increas-
ing the humidity 1s performed 1s selected so as to increase the
humidity (step S21). It 1t 1s predicted that the surface area of
the fuel cell 1s not locally reduced, more specifically, the
surface area of a portion of the platinum catalyst close to the
clectrolyte membrane 1s not reduced, 1t 1s determined that the
voltage reduction 1s due to reduction of the surface area of the
platinum catalyst (which 1s the cause (2) of reduction of the
output performance of the fuel cell), and no particular control
concerning the humidity 1s performed (step S20). After
execution of step S20 or step S21, the system control ends.

While specific embodiments of the mvention will be
described 1n further detail, it 1s to be understood that the
invention 1s not limited to these embodiments, but may be
otherwise embodied without departing from the principle of
the mvention.
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A particle size distribution model was created, using the
particle size distribution model creating method of the inven-

tion. To create the model, Microsoft Otffice Excel (trade name,

20

cated 11 typical points were superimposed 1n the direction of
thickness of the catalyst layer, to create the model (TABLE 3).
Namely, this model has a uniform particle size distribution as

viewed 1n the direction of thickness of the catalyst layer.

TABL

(L.
(s

Z (Mesh in Thickness Direction of Catalyst Layer

1 2
1 1.9 1.9
2 2.2437 2.2437
3 23317 2.3317
4 23951 2.3951
> 24493 2.4493
6 2.5000 2.5000
7 25507 2.5507
8 2.6049 2.6049
9  2.6683 2.6683
1O 2.7563  2.7563
11 3.1 3.1

manufactured by Microsoit) was used as spreadsheet soft-
ware, and the NORMINYV function that returns values of the
inverse function of the cumulative distribution function of a
normal distribution with respect to the designated average
and standard deviation was used as the function. The NORM-
INV tunction has three arguments of NORMINYV (probability
X, average U, standard deviation o).

To create a particle size distribution model 1, a particle size
range was determined 1n which the mimimum particle size 1s
1.9 (in nm, the same unit will be used for other particle sizes),
and the maximum particle size 1s 3.1. The average particle
s1ze was 2.5. Then, the determined particle range was divided
into 10 regions. More specifically, x=0.1, 0.2, 0.3, . . . 0.9,
u=2.5, and standard deviation 0=0.2 were respectively sub-
stituted 1nto the NORMINYV function, and 9 division points
were determined by calculating a value of F(X)™") for each
probability, namely, values of the inverse function of the

cumulative distribution tunction. The results ot calculation
are indicated in TABLE 2 below.

TABLE 2
X F(x)™!
0.1 2.2437
0.2 2.3317
0.3 2.3951
0.4 2.4493
0.5 2.5000
0.6 2.5507
0.7 2.6049
0.8 2.6683
0.9 2.7563

The values of 1.9 (mimimum particle size) and 3.1 (maxi-
mum particle size) were added to the values of these division
points, so that a total of 11 typical points were determined.
With the thickness 1n the actual catalyst layer further taken
into consideration, the particle size distribution model 1 was
created. In this example, 10 layers of the particle size distri-
bution models each having particles sizes of the above-indi-
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3 4 5 6 7 8 9 10
1.9 1.9 1.9 1.9 1.9 1.9 1.9 1.9
2.2437  2.2437  2.2437  2.2437  2.2437  2.2437 2.2437  2.2437
23317 2.3317  2.3317 23317 23317 2.3317 2.3317 2.3317
2.3951 2.3951  2.3951  2.3951 23951 2.3951 2.3951 2.3951
24493 24493 24493 24493 24493 24493 24493 2.4493
2.5000  2.5000  2.5000  2.5000  2.5000  2.5000  2.5000  2.5000
2.5507 25507 25507 25507 25507 25507 25507 2.5507
2.6049  2.6049  2.6049 2.6049 2.6049 2.6049 2.6049  2.6049
2.0083 2.0683 2.6683 2.6683 2.6683 2.6683 2.6683 2.6683
2.7563 2.7563 2.7563  2.7563 27563 275063 2.7563  2.7563
3.1 3.1 3.1 3.1 3.1 3.1 3.1 3.1

To create a particle size distribution model 2, a particle size
range was determined 1n which the minimum particle size 1s
1.4, and the maximum particle size 1s 2.6. The average par-
ticle size was 2. Then, the determined particle range was
divided mnto 10 regions. More specifically, x=0.1, 0.2,
0.3,...0.9, u=2 (1n nm, a preferable value as the catalyst
particle size), and standard deviation 0=0.2 were respectively
substituted 1into the NORMINYV function, and 9 division
points were determined by calculating a value of F(X)™" for
cach probability, namely, values of the mnverse function of the

cumulative distribution function. The results of calculation
are indicated in TABLE 4 below.

TABLE 4

X F(X)!
0.1 1.7436
0.2 1.8316
0.3 1.8952
0.4 1.9494
0.5 2
0.6 2.0506
0.7 2.1048
0.8 2.1684
0.9 2.2564

Also, the determined particle size range was divided nto
80 regions. More specifically, x=0.0125, 0.0250, 0.0373, . ..
0.9875, u=2 (1n nm, a preferable value as the catalyst particle
s1ze), and standard deviation 0=0.2 were respectively substi-
tuted into the NORMINYV function, and 79 division points
were determined by calculating a value of F(X)™" for each
probability, namely, values of the inverse function of the

cumulative distribution function. The results of calculation
are indicated in TABLE 5 below.




0.0125
0.0250
0.0375
0.0500
0.0625
0.0750
0.0875
0.1000
0.1125
0.1250
0.1375
0.1500
0.1625
0.1750
0.1875
0.2000
0.2125
0.2250
0.2375
0.2500
0.2625
0.2750
0.2875
0.3000
0.3125
0.3250
0.3375
0.3500
0.3625
0.3750
0.3875
0.4000
0.4125
0.4250
0.4375
0.4500
0.4625
0.4750
0.4875
0.5000
0.5125
0.5250
0.5375
0.5500
0.5625
0.5750
0.5875
0.6000
0.6125
0.6250
0.6375
0.6500
0.6625
0.6750
0.6875
0.7000
0.7125
0.7250
0.7375
0.7500
0.7625
0.7750
0.7875
0.8000
0.8125
0.8250
0.8375
0.8500
0.8625
0.8750
0.8875
0.9000

0.9125

0.9250

0.9375

0.9500

0.9625
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TABL.

(L]

FX)™

1.5517
1.6080
1.6439
1.6710
1.6932
1.7121
1.7287
1.7437
1.7573
1.7699
1.7817
1.7927
1.8032
1.8131
1.8226
1.8317
1.8404
1.8489
1.8571
1.8651
1.8729
1.8804
1.8879
1.8951
1.9022
1.9092
1.9161
1.9229
1.9296
1.9363
1.942%
1.9493
1.955%
1.9622
1.9685
1.9749
1.9812
1.9%75
1.9937
2.0000
2.0063
2.0125
2.0188
2.0251
2.0315
2.0378
2.0442
2.0507
2.0572
2.0637
2.0704
2.0771
2.0839
2.0908
2.0978
2.1049
1121
1196
1271
1349
1429
1511
1596
1683
1774
1869
2.1968
2.2073
2.2183
2.2301
2.2427
2.2563

2.2713

R T D S S R R A RS B oS I

2.2%879

2.3068

2.3290

2.3561
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TABLE 5-continued
X F(X)™
0.9750 2.3920
0.9875 2.4483

Finally, with regard to the calculation results of TABLE 4
in which the determined particle size range was divided nto

10 regions, the region including the maximum particle size,
namely, the section where the value of the particle size 1s
between 2.2564 and 2.6, was replaced by a part (data in the
form of boldface and underlined numbers in TABLE 5) of the
calculation results of TABLE 35 1n which the determined par-
ticle size range was divided into 80 regions. Namely, through
this operation, the particle size range from 1.4 as the mini-
mum particle size to 2.6 as the maximum particle size was
divided into 10 regions, and the region or range including the
maximum particle size was further divided into 8 regions.

Accordingly, a total o1 16 division points were determined as
shown 1n TABLE 6 below.

TABLE 6

X F(X)™?
0.1 1.7436
0.2 1.8316
0.3 1.8952
0.4 1.9494
0.5 2
0.6 2.0506
0.7 2.1048
0.8 2.16%4
0.9 2.2564
0.9125 2.2713
0.925 2.2879
0.9375 2.3068
0.95 2.329
0.9625 2.3561
0.975 2.392
0.9875 2.448%3

The values of 1.4 (minimum particle size) and 2.6 (maxi-
mum particle size) were added to the values of these division
points, so that a total of 18 typical points were determined.
Thus, the particle distribution model 2 containing particles
having the particle sizes of the typical points was created.

Using the method of predicting degradation of the fuel cell
catalyst according to the invention, the platinum surface area
maintenance factor with respect to the operating time (the
number of power generation cycles) was calculated. In this
embodiment, the particle size distribution model as shown 1n
TABLE 3 was used as a particle size distribution model of the
platinum catalyst 1n the initial state. FIG. 6 A 1s a schematic
view of the distribution mode. For calculation of the platinum
surface area maintenance factor, mathematical software
(gPROMS) was used. By entering various parameters includ-
ing equations, boundary conditions, the initial catalyst par-
ticle size, the structure of the catalyst-layer, such as the thick-
ness of the catalystlayer, and the operating pattern, numerical
solutions that vary with time were automatically obtained. In
this manner, a graph of the platinum surface area maintenance
factor with respect to the operating time (the number of power
generation cycles) as shown in FIG. 6B was obtained. The
calculation time was about 20 minutes.

As a comparative example, a particle size distribution
model m which the same difference in the particle size 1s
taken as equal intervals and the number of particles 1s a
variable was created, separately from the particle size distri-
bution models of the above embodiments of the invention.
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TABLE 7 below indicates the particle sizes (nm) of the par-
ticle size distribution model of the comparative example, and
the ratio of the number of particles having one of these par-
ticle sizes to a total number of the particles. FIG. 8A 1s a
schematic view of the distribution model. Using the particle
s1ze distribution model as shown in FIG. 8 A, degradation of
the fuel cell catalyst was predicted, and the platinum surface
arca maintenance factor with respect to the operating time
(the number of power generation cycles) was calculated.

TABLE 7
Particle Size (nm) Ratio
2.0 0.0026613
2.1 0.0134476
2.2 0.0474085
2.3 0.1166061
2.4 0.2000968
2.5 0.2395594
2.6 0.2000968
2.7 0.1155061
2.8 0.0474085
2.9 0.0134476
3.0 0.0026613

For calculation of the platinum surface areca maintenance
factor, mathematical software (gPROMS) was used. By
entering various parameters including equations, boundary
conditions, the mitial catalyst particle size, the structure of the
catalyst layer, such as the thickness of the catalyst layer, and
the operating pattern, numerical solutions that vary with time
were automatically obtained. In this manner, a graph of the
platinum surface area maintenance factor with respect to the
operating time (the number of power generation cycles) as
shown in FIG. 8B was obtained. The calculation time was
about 20 minutes.

As 1s understood from FIG. 6B, the calculation results
(solid line 1n FIG. 6B) of the embodiment of the invention
almost precisely simulate the experimental results (plots on
the graph); 1t 1s thus found that the method of predicting
degradation of the fuel cell catalyst according to the invention
makes 1t possible to precisely simulate degradation of the fuel
cell catalyst which would occur in reality. In contrast to this,
as 1s understood from FIG. 8B, the calculation results (solid
line 1n FIG. 8B) of the comparative example exhibit poor
preciseness 1n the simulation of the experimental results
(plots on the graph), as compared with the calculation results
of the embodiment of the mnvention.

What is claimed 1s:

1. A computer implemented particle size distribution
model creating method of creating a particle size distribution
model that simulates a particle size distribution of a cluster of
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particles comprising a plurality of particles having different
particle sizes, the particle size distribution model creating
method comprising:

a particle size range determining step of determining, using,
a computer, a minimum particle size and a maximum
particle size of the particles included 1n the cluster of
particles to be simulated;

an integrating step of integrating, using the computer, fre-
quency ol appearance of the particles within a particle
size range determined in the particle size range deter-
mining step, using the minimum particle size as a start-
ing point and the maximum particle size as an endpoint;

a division point determining step of dividing, using the
computer, an integration region obtained 1n the integrat-
ing step nto a given number of regions by performing,
first d1ivision, using a value of integral of the frequency of
appearance obtained in the itegrating step, so that val-
ues of integrals obtained for the regions resulting from
the first division are equal, and determiming particle
sizes at the ends of the regions as division points;

a typical point determining step of determining the mini-
mum particle size, the maximum particle size and the
particle sizes of the division points, as typical points;

a step of assuming a particle size distribution which con-
tains particles having the particle sizes of the typical
points, and 1s plotted such that frequencies of appear-
ance of the particles having the particle sizes of the
typical points are equal to the values of integrals
obtained for the regions defined by the typical points;
and

a step of obtaining the assumed particle size distribution as
a particle size distribution model.

2. The particle size distribution model creating method
according to claim 1, wherein, in the division point determin-
ing step, each of a part of or all of the given number of regions
resulting from the first division, 1s further divided into a given
number of regions by performing second division, so that
values of integrals obtained for the respective regions result-
ing from the second division are equal, and particle sizes used
as division points 1n the first division and the second division
are determined.

3. The particle size distribution model creating method
according to claim 2, wherein the second division 1s per-
formed on a region including the maximum particle size, out
of the given number of regions resulting from the first divi-
$101.

4. The particle size distribution model creating method
according to claim 1, wherein the frequency of appearance 1s
expressed by the number of particles, mass or volume 1n the
particle size distribution model.

5. The particle size distribution model creating method

according to claim 1, wherein the particle size distribution 1s
a normal distribution.




	Front Page
	Drawings
	Specification
	Claims

